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57] ABSTRACT

A plasma CVD method for forming a carbonaceous
material containing diamond or microcrystalline grains
therein is disclosed, which comprises placing a substrate
in a reaction chamber said substrate provided with re-
duced Ni, Ge, or Mn on its surface; inputting a carbon
compound gas into said reaction chamber; supplying an
electric energy to said gas to convert said gas to a
plasma; and forming said cabonaceous material on said
substrate, wherein said reduced Ni, Ge, or Mn act as
seeds on said surface of said substrate to promote forma-
tion of said carbonaceous materal.

7 Claims, 3 Drawing Sheets
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PLASMA CVD OF CARBONACEOUS FILMS ON
SUBSTRATE HAVING REDUCED METAL ON ITS
SURFACE

This application i1s a continuation of Ser. No.
07/585,278, filed Sep. 19, 1990, now abandoned, which
was a continuation of Ser. No. 07/387,800, filed Aug. 1,
1989, now abandoned, which was a divisional of appli-

cation Ser. No. 07/216,333, filed Jul. 8, 1988, now U.S.
Pat. No. 4,871,581.

BACKGROUND OF THE INVENTION

This invention relates to a carbon deposition method,
and more particularly, relates to a microwave enhanced
CVD method for performing carbon depostion such as
diamond.

Recently, ECR (Electric Cyclotron Resonance)
CVD has attracted the interest of researchers as a new
method of manufacturing thin films, particularly amor-
phous thin films. For example, Matsuo et al discloses
one type of such as ECR CVD apparatus in U.S. Pat.
No. 4,401,054. This recent technique utilizes microwave
energy to energize a reactive gas such that it develops
into a plasma. A magnetic field functions to pinch the
plasma gas within the excitation space. Within this exci-
tation space, the reactive gas can absorb the energy of
microwaves. A substrate to be coated is located distant
from the excitaion space (resonating space) for prevent-
ing the same from being spattered. The energized gas 1s
showered onto the substrate from the resonating space.
In order to establish electron cyclotron resonance, the
pressure in a resonating spaces is kept at 1 X 10—> Torr
at which pressure electrons can be considered as inde-
pendent particles and resonate with the microwave
energy in an electron cyclotron resonance on a certain
surface on which the magnetic field strength meets the
requirement for ECR. The excited plasma is extracted
from the resonating space, by means of a divergent
magnetic field, and is conducted to a deposition space
which is located distant from the resonating space and
in which there is disposed a substrate to be coated.

In such a prior art method, it 1s very diftficult to per-
form carbon deposition of a polycrystalline or single-
crystalline structure, so that currently available meth-
ods are substantially limited to processes for manufac-
turing amorphous films. Also, high energy chemical
vapor reaction can not be readily accomplished by such
a prior art and therefore it has not been possible to form
diamond films or other films having high meiting
points, or uniform films on a surface having depressions
and caves can not be formed. Furthermore, it was im-
possible to coat the surface of a super hard metal such as
tungsten carbide with a carbon film. Because of this 1t 18
necessary to coat a super hard surface with a fine pow-
der of diamond for use of abrasive which has a sufficient
hardness and to make sturdy mechanical contact be-
tween the diamond powder and the substrate surface.

SUMMARY OF THE INVENTION

It is therefore an object of the invention to provide a
microwave enhanced CVD method for depositing a
carbon.

Accoding to one aspect of the invention, in addition
to a carbon compound gas, nickel, manganese or germa-
nium compound gas is introduced into the reaction
chamber. The added compound functions as a catalyst.
The reactive gas is excited to be a high density plasma
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p. .
at a pressure of 0.001-760 Torr, preferably 10-100 Torr
by virtue of the catalyst. Then, the excited condition of
the carbon compound gas is maintained for a substantial
time while making contact with reduced nickel, manga-
nese or germanium elements which are produced by
decomposition of the catalyst compound, and therefore
resulting in high speed deposition of diamond grains or
carbon films containing diamond grains. “Reduced”
nickel is such that there is few oxygen atoms therein.
For example, it can be obtained in accordance with the
following equations by exposing nickel powder to high
temperature hydrogen gas or hydrogen plasma.

NiQ+H>—Ni+H;0
Oor

NiO+4+2*H~-Ni4+H>0

By disposing an object to be coated in the mixed
cyclotron resonance space or a space distant therefrom
being in an excited condition, the product can be depos-
ited on the object. To this end, the object is located in a
position where the strength of the electric field of mi-
crowave energy takes its maximum value or in the vi-
cinity to that position. A reactive gas is introduced to
the resonance space which is maintained at a relatively
high pressure between 0.001 Torr and 760 Torr, prefer-
ably between 10 Torr and 100 Torr. Then, a high den-
sity plasma is established which density is 102 to 10°
times as high as that conventionally established. In the
light of such a high density, it becomes possible for the
first time to decompose carbon compounds and to per-
form carbon deposition containing carbon as its main
component, e.g. diamond deposition or 1-carbon (com-
posite comprising diamond or microcrystalline grains)
deposition. In the case of deposition on a surface having
indentations, depressions and caves, diamond has a ten-
dency to be deposited preferentially on the corner.

A gaseous catalyst is introduced simultaneously or
after the introduction of the carbon compound gas. the
catalyst functions as a homogeneous catalyst which is
effective to flying carbon compounds. In case of re-
duced nickel, manganese or germanium in the form of
cores or seeds on the film formation surface, it can be
function as “non-homogeneous” catalyst so that the
carbon compounds make contact with the catalyst on
the surface and the excited condition can be maintained
for a substantial time period.

The formation mechanism of carbon depositions is
such that the carbon compounds make contact, under a
plasma-excited atmosphere, with the seeds of the cata-
lyst which have been formed on the surface to be
coated, resulting in crystal(s) grown around those seeds.
During the development of the crystalline carbon on
the surface, relatively low density portions, e.g. amor-
phous portions, are removed by etching with plasma
hydrogen or plasma oxygen, preferentially leaving rela-
tively high density portions, e.g. crystals.

By virtue of this process in which a low dilution of
hydrogen can be available, diamond deposition can be
performed at a speed 5-20 times as faster as those avail-
able in prior arts. For this reason, the production cost
per gram is on the order 100 times as expensive as those
of high-pressure press methods, while the production
cost of vapor phase methods 1s on the order 1000 times
as expensive as those of high-pressure press methods.
Furthermore, uniform and even films of diamond be-
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comes available for the first time by this invention
which is promising new applications.

According to another aspect of the invention, a new
CVD process is proposed which utilizes a mixed cyclo-
tron resonance. In the improved exciting process, sonic
action of the reactive gas itself must be taken into con-
sideration as a non-negligible perturbation besides the
" interaction between respective particles of the reactive
gas and the magnetic field and microwave, and as a
result charged particles of a reactive gas can be ener-
gized in a relatively wide resonating space. Preferably,
the pressure is maintained higher than 3 Torr. For the
mixed resonance, the pressure in a reaction chamber is
elevated 102-10° times as high as that of the prior art.
For example, the mixed resonance can be established by
increasing the pressure after ECR takes place at a low
pressure. Namely, first a plasma gas is placed in ECR
condition at 1 X 10—3 to 1 X 10—>Torr by inputting mi-
crowaves under the existence of magnetic field. Then a
reactive gas is inputted into the plasma gas so that the

pressure is elevated to 0.1 to 300 Torr and the resonance
is changed from ECR to MCR (Mixed Resonance).

BRIEF DESCRIPTION OF THE DRAWINGS

FIG. 1 is a cross section view showing a CVD appa-
ratus in accordance with the present invention.

FIGS. 2(A) and 2(B) are graphical diagrams showing
a computor simulation of the profiles of the equipoten-
tial surfaces of magnetic field in a cross section.

FIG. 3(A) and 3(B) are graphical diagrams showing
equipotential surfaces respectively in terms of magnetic
field and electric fields of microwave energy propagat-
ing in a resonating space.

DETAILED DESCRIPTION OF THE
PREFERRED EMBODIMENTS

Referring to FIG. 1, an examplary microwave en-
hanced plasma CVD appratus in accordance with the
present invention is illustrated. As shown in the figure,
the apparatus comprises a reaction chamber in which a
plasma generating space 1 and an auxiliary space 2 are
defined which can be maintained at an appropriate neg-
ative pressure, a microwave generator 4, electro-mag-
nets 5 and §' in the from of Helmholtz coils surrounding
the space 1, a power supply 25 for supplying an electric
power to the electro-magnets § and §', an a water cool-
ing system 18.

The plasma generating space 1 has a circular cross
section, and wthin the plasma generating space, there 1s
provided a substrate holder 10, made of a matenal
which provokes minimun disturbance of magnetic field
created by the magnets § and §' in the chamber, e.g.,
made of stainless steel or quartz. A substrate 10 is
mounted on the holder 10'. The substrate holder 10" 1s
irradiated and heated to 800°-1000° C. in the atmo-
sphere of a high temperature plasma gas by means of an
infrared radiation 24, which is emitted from an IR
heater 20, reflected from an IR reflection parabolic
mirror 21 and focused on the back surface of the holder
10’ through a lens 22. Reference numeral 23 designates
a power supply for the IR heater 20. Provided for evac-
uating the reaction chamber i1s an evacuating system
comprising a turbo molecular pump 17 and a rotary
pump 14 which are connected with the reaction cham-
ber through pressure controlling valves 11, 13 and 15.
The substrate temperature may reach a sufficient level
solely by virtue of the plasma gas generated in the reac-
tion chamber and, in that case, the heater can be dis-
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pensed with. Further, depending on the condition of the
plasma, the substrate temperature might become too
high to enable a suitable reaction to occur, in which
case cooling means for the substrate has to be provided.

In use of the above described apparatus, a substrate 10
is mounted on a substrate holder 10’, and the reaction
chamber is evacuated to 1 X 10—© Torr or a higher vac-
uum condition. Then, hydrogen gas is introduced from
a gas introducing system 6 at 300 SCCM, and micro-
wave energy at a power level of 1 kilo Watts and a
frequency of 2.45 GHz is injected from the microwave
generator through a microwave introduction window
15 into the plasma generating space 1 which is subjected
at the same time to a magnetic field of about 2K Gauss
generated by the magnets § and §'. The magnets are
adapted to adjust the magnetic field strength. The hy-
drogen is excited into a high density plasma state in the
space 1. The surface of the substrate 10 is cleaned by
high energy electrons and hydrogen atoms. In addition
to the introduction of hydrogen gas, a productive gas
comprising a carbon compound such as CyHjy, C2Hy,
C2Hg, CH30OH, CyHsOH or CHy4 for example is input-
ted at 30 SCCM through a gas introduction system 7. In
this process, the productive gas is diluted with hydro-
gen at a sufficiently low density, e.g. 1 to 5%. Further,
Ni(CO)4at 1 SCCM (and GeHj at 2 SCCM in addition,
if necessary) as a catalyst is inputted to the reaction
chamber from the introduction system, the proportion
of the catalyst to the carbon compound gas being 0.1%
to 10%. NiF, NiO, NiF(H;O)n (where n=1.3),
Ni(CN);, Ni(CsHs),, GeHs, GeFs, manganese car-
bonyl, MnF, and the like are examples of catalysts in
accordance with the present invention. They can be
used respectively alone or combinations. The CVD
reaction which occurs results from carbon atoms being
excited to a high energy condition and heated to
800°~1000° C. by virtue of the plasma gas and the heater
20 so that the substrate 10 mounted on the substrate
holder 10’ is coated with carbon in the form of 2 0.1-100
microns thick film of i-carbon (insulated carbon consist-
ing of microcrystals) or diamond having a grain diame-
ter of from 0.1 to 100 microns. In accordance with
experimental tests, it took only two hours to deposit a
carbon film having an average thickness of 5 microns.
The deposition speed can be increased by applying a
bias voltage to the substrate holder. The carbon product
in accordance with the present invention i1s character-
ized in that at least 50% of carbon atoms have been
connected by sp? bonds.

For reference, a film formation process was per-
formed in the same manner as in the above but without
using a catalyst. As a result, it took 15 hours to form a
carbon film having an average thickness of 4 microns. It
was confirmed by a metal microscope (1000 times mag-
nification) that the unevenness of the surface of the film
was significant. In accordance with the present inven-
tion, since innumerable seeds of catalyst prevail over
the surface to be coated, carbon films can be formed
with flat surfaces.

Next, a second embodiment of the present invention
will be described. In this embodiment, a gaseous cata-
lyst and hydrogen are introduced to the reaction cham-
ber in advance of the introduction of a carbon com-
pound gas in order to form innumerable clusters of
reduced nickel or germanium which function as seeds
on a surface to be coated. After that, a carbon com-
pound gas and hydrogen are introduced to initiate car-
bon deposition. In accordance with experiments, the
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carbon films could be formed with smooth surfaces. In
this process, however, since the catalyst does not make

contact with the gaseous carbon compound being ex-

cited by plasma gas, the deposition speed 1s improved
only by 20% to 30% in comparison with those available
in prior arts. The reason why the improvement of the
deposition speed 1s so limited as compared with the
previous embodiment 1s that the catalyst 1s covered
with carbon and prevented from further contacting the
carbon compound.

FIG. 2(A) is a graphical showing of the distribution
of the magnetic field in the region 30 in FIG. 1. The
curves in the diagram are plotted along equipotential
surface and are given numerals indicating the strengths
along the respective curves of the magnetic field in-
duced by magnets § and § having a power of 2000
Gauss. By adjusting the power of the magnets § and §/,
the strength of the magnetic field can be controlled so
that the magnetic field becomes largely uniform over
the surface to be coated which is located in the region
100 where the magnetic field (8754185 Gauss) and the
electric field interact. In the diagram, the reference 26
designates the equipotential surface of 875 Gauss at
which the conditions required for ECR (electron cyclo-
tron resonance) between the magnetic field and the
microwave frequency are satisfied. Of course, in accor-
dance with the present invention, ECR can not be estab-
lished due to the high pressure in the reaction chamber,
but instead a mixed cyclotron resonance takes placein a
broad region including the equipotential surface which
satisfied ECR conditions. FI1G. 2(B) is a graphical dia-
gram in which the X-axis corresponds to that of FIG.
2(A) and which shows the strength of the electric field
of the microwave energy in the plasma generating space
1. As shown, the electric field strength takes its maxi-
mum value in the regions 100 and 100, it 1s difficult to
heat the substrate 10’ without disturbing the propaga-
tion of the microwave energy. In other regions, a film
will not be uniformly deposited, but will be deposited in
the form of a doughnut. It is for this reason that the
substrate 10 is disposed in the region 1080. The plasma
flows in the lateral direction. According to experiments,
a uniform film can be formed on a circular substrate
having a diameter of up to 100 mm, and a film can be
formed in the chamber on a circular substrate having a
diameter of up to 50 mm with a uniform thickness and
a uniform quality. When a larger substrate 1s desired to
be coated, the diameter of the space is doubled with
respect to the vertical direction of FIG. 2(A) by making
use of 1.225 GHz as the frequency of the microwave
energy. FIG. 3(A) and FIG. 3(B) are graphical diagram
showing the distribution of the magnetic field and the
electric field due to microwave energy emitted from the
microwave generator 4 for a cross section of the plasma
generating space 1. The curves in the circles of the
figures are plotted along equipotential surfaces and
given numerals showing the field strengths. As shown
in FIG. 3(B), the electric field reaches its maximum
value at 25 KV/m. .

In accordance with the present invention, carbon
films or clusters can be formed. The effect of the inven-
tion has been confirmed in regard to carbon deposition,
and therefore 1t is advantageous to apply the present
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invention to the formation of any films containing car-
bon whose proportion is not lower than 350%.

While a description has been made for several em-
bodiments, the present invention should be limited only
by the appended claims and should not be hmited by the
particular examples, and there may be caused to artisan
some modifications and variation according to the in-
vention. For example, it has been proved effective to
add boron, nitrogen, phosphorus or the like into the
carbon. This invention is applicable to other types of
CVD methods such that a plurality of substrates have
been arranged in parallel with each other and paraliel
with the propagating direction of the microwave, and in
this case a 13.56 MHz electric power is supplied to the
reaction chamber in which there are disposed the sub-
strates given a bias voltage of 50 KHz.

I claim:

1. A method for forming a carbonaceous material
containing diamond or microcrystalline grains therein
comprising the steps of:

placing a substrate in a reaction chamber said sub-

strate provided with reduced Ni, Ge, or Mn on its
surface;

inputting a carbon compound gas into said reaction

chamber;

supplying an electric energy to said gas to convert

said gas to a plasma; and

forming said carbonaceous matenal on said substrate

wherein said reduced Ni, Ge, or Mn act as seeds on
the surface of said substrate to promote formation
of said carbonaceous matenal.

2. A method as in claim 1, wherein said carbon com-
pound gas comprises a hydrocarbon.

3. A method as in claim 1, wherein said electric en-
ergy is a microwave energy. |

4. A method for forming a carbonaceous material
containing diamond or microcrystalline grains therein
comprising the steps of:

placing a substrate in a reaction chamber;

inputting a catalyst gas comprising a compound of

Ni, Ge, or Mn with a hydrogen gas into said reac-
tion chamber;

introducing an electric energy into said reaction

chamber to excite said catalyst gas;

forming a reduced Ni, Ge, or Mn from said catalyst

gas on said substrate;

inputting a carbon containing gas into said reaction

chamber in order that said carbon containing gas s
excited; and then

forming said carbonaceous material on said substrate

wherein said Ni, Ge, or Mn act as seeds on the

surface of said substrate to promote formation of
said carbonaceous material.

5. A method as 1n claim 4, wherein said carbon com-
pound gas comprises a hydrocarbon.

6. A method as in claim 4, wherein said electric en-
ergy 1s a miCrowave energy.

7. A method as in claim 4, wherein said catalyst gas
comprises a compound selected from the group consist-
ing of nickel carbonyl, GeHs, NiF(H;)n Ni(CN)a,
Ni(CsHs)y, GeHs, manganese carbonyl, and MnFs.

* * %
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